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Abstract of JP2001 26 1 376 
PROBLEM TO BE SOLVED: To obtain an 
anti-fogging film having a high film strength 
and excellent adhesivity to a substrate. 
SOLUTION: This anti-fogging film is formed by 
removing one-dimensionally grown columnar 
phases 2 from a composite film 4 consisting of 
a great number of the columnar phases 2 and 
a matrix phase 3 surrounding the columnar 
phases on a substrate 1 and has a great , 
number of one-dimensionally penetrated pores 
enclosed by walls continuous from one surface 
of the film to the other surface and <=30 deg. 
contact angle to water. 



Report a data error here 




3 ^ ' 'v^'^ 




CD 

m 



8 

«< 



Data supplied from the esp@cenet database - Patent Abstracts of Japan 



httn://v3 ftsnflr.pnpt rnm/iovtAnr' 9r»T3=D A I Pr ftmv-Tninn 1 1 1: 1 1 t/r o.i?_n 



TP,2001-261376,A [CLAIMS] Page 1 of 1 



NOTICES * 



TPO and NCIPI are not responsible for any 
iamages caused by the use of this translation. 

!-™l d ? cument has been transl ated by computer. So the translation may not reflect the original precisely 

shows the word which.can not be translated. ° 
Mn the drawings, any words are not translated. 

XAIMS "~ ~~ ■ 

Claim(s)] ~ ~~ ~ ~~~ 

Claim 1] The anti-fogging film characterized by to be the anti-fogging film which has the pore of a large number 
yhich were surrounded with the wall which continues from one membranous front face to the front face of another 
ide, and which are penetrated in single dimension formed on the base by removing the pillar-shaped phase which grew 
ike a single dimension in the bipolar membrane which consists of a pillar-shaped phase of a large number which grew 
n smgle dimension and a matrix phase which encloses it, and for the contact angle over water to be 30 degrees or less 
Claim 2] The anti-fogging film according to claim 1 with which said anti-fogging film consists of one or more sorts 
nosen from an oxide, carbide, the boride, the nitride, and the metal. 

Claim 3] The anti-fogging film according to claim 1 or 2 whose average aperture of said pore penetrated in single 
umension is 1 -500nm. . ° 

?o^^ e anti_fi «8in8 fi,m according to claim 1, 2, or 3 whose specific surface area of said anti-fogging film is 
U-zUU0m2/g. 

Claim 5] The base with an anti-fogging film which has an anti-fogging film according to claim 1, 2, 3, or 4 on a base. 
Translation done.] — — - 
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NOTICES * 

PO and NCIPI are not responsible for any 
amages caused by the use of this translation. 

.This document has been translated by computer. So the translation may not reflect the original precisely. 
. * * * * shows the word which can not be translated. 
.In the drawings, any words are not translated. 



DETAILED DESCRIPTION 



Detailed Description of the Invention] 
)001] 

Field of the Invention] This invention relates to an anti-fogging film with the pore (henceforth single dimension 
enetration pore) penetrated in single dimension. In detail, it can use suitably as anti-fogging films for cloudy 
reventipn, such as a windowpane, a mirror, or an optical lens front face, and is related with the anti-fogging film 
'hich has high endurance. 
)002] 

Description of the Prior Art] If the mirror of a bathroom or a washstand touches the air which contains a steam so 
mch, the waterdrop of wavelength extent of light or the magnitude beyond it adheres to a front face, scattered 
Election of the light will be carried out by the waterdrop, and the overcast will be produced by it. Moreover, the 
vercast will be produced, if the waterdrop of wavelength extent of light or the magnitude beyond it adheres to 
dndshield insides, such as a windowpane inside of the building cooled by the open air, and an automobile, or the front 
ice of glasses and light is scattered on it by the waterdrop. These are because minute waterdrop adheres to the glass 
onf face which should be transparence essentially. 

)003] The front face of the glass used for a mirror or an aperture shows the middle property (it is about 50-90 degrees 
t the contact angle of pure water) of a hydrophilic property and hydrophobicity, and the fundamental cause of this 
roblem originates in a drop adhering to a glass front face in the shape of a semi-sphere. A metal with the wettability 
quivalent [ such a problem ] to glass not only to glass but water, the ceramics, or plastics of a certain kind may tiappen 
milarly. 

)004] Thus, in order to solve the problem which blooms cloudy by adhesion of a drop with a minute front face, the 
1m of a hydrophilic property was formed in the front face of glass or plastics, and the method of making fog resistance 
iscover by making it not become semi-sphere-like, even if waterdrop adheres etc. has been proposed. Specifically, tlie 
pproach pflcairy^^ 

^e.^nts^^ch as A dimethy^ chloride, the method of stipking on the front face of glass or plasties 

le fr®i^nce resin film ^cfr^ oxide, etc. have been proposed. 

K)05] Moreover, porous inorganic film (an alumina, alumina-silica system, etc.) was formed in front faces, such as C 
lass and plastics, and the method of aiming at improvement in a hydrophilic property with surface irregularity etc. has^ 
sen tried. 

)006] However, in the approach of A, since the adhesion force of a surfactant was weak, when it used for a 
indowpane or the windshield of an automobile, there was a problem the hydrophilic effectiveness and whose antifog 
ffectiveness a surfactant component ***"*s immediately and are lost. Moreover, by the approach of B, the surfactant 
)mponent was eluted from the transparence resin film, the hydrophilic effectiveness decreased and there was a 
roblem which a transparence resin film deteriorates in sunlight and loses transparency. 

K)07] The approach of C) can expect improvement in endurance to some extent compared with the approach of using 
te above-mentioned organic film. However, by such film, in order to raise the antifog effectiveness, when 
lembranous porosity was made to increase, the problem to which the reinforcement of the film itself and the adhesion 
rinforcement of the film and a substrate become low and which carries out property top phase conflict arose in many 
ises. 

)008] Moreover, although the approach of heating, drying or sintering is usually used after adjusting the ceramic 
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slurry containing impalpable powder, such as a silica and an alumina, and applying a slurry to the front face of glass or 
plastics with a dip method, a doctor blade method, etc. when forming the porosity inorganic film, it is difficult to 
arrange the pore diameter of the pore contained in the film by the film made by this approach, and it is usually that the 
hole which is dozens of micrometers surely exists. Thus, when the big hole existed in the film front face, there was a 
problem to which it becomes difficult for particles which float in air, such as tar of tobacco and various dust, to be 
fitted in and crowded in this hole, and to remove these in easy washing. . © 

[0009] 

[Problem(s) to be Solved by the Invention] This invention cancels the above-mentioned fault which the conventional 
technique has, and membranous reinforcement is high and it aims at offer of the anti-fogging film which is excellent 
also in adhesion with a base, and a base with an anti-fogging film. This invention aims at offer of said anti-fogging film 
to which dirt tends to fall, and a base with an anti-fogging film again. 
[0010] 

[Means for Solving the Problem] The inside of the bipolar membrane which this invention becomes from the pillar- 
shaped phase of a large number which grew in single dimension on the base, and the matrix phase which encloses it, It 
is the anti-fogging film which has the pore of a large number which were surrounded with the wall which continues 
from one membranous front face to the front face of another side, and which are penetrated in single dimension formed 
by removing the pillar-shaped phase which grew in single dimension, and the anti-fogging film characterized by the 
contact angle over water being 30 degrees or less is offered. 

[001 1] In this invention, a matrix phase serves as an ingredient which constitutes an anti-fogging film, and this matrix 
phase is a substantia-compacta object. The anti-fogging film of this invention is formed in two steps of processes. That 
is, the pillar-shaped phase which formed the bipolar membrane which consists of a pillar-shaped phase of a large 
number which grew in single dimension, and a matrix phase which encloses it, next grew like a single dimension in the 
bipolar membrane on the second stage story is removed by etching, and only a matrix phase is made to remain on a first 
stage story. 

[0012] As an approach of forming bipolar membrane in a first stage story How to form directly the bipolar mehibrane 
which consists of a pillar-shaped phase which grew in single dimension, and a matrix phase which encloses it by the 
physical forming-membranes method (henceforth the first formation approach of bipolar membrane), The amorphous 
precursor film is first formed on a base, and then the approach (henceforth the second formation approach of bipolar 
membrane) of forming the bipolar membrane which consists an eutectic reaction of a lifting, and the pillai^shaped 
phase which grew in single dimension by this and the matrix phase which encloses it is listed by heat treatment. 
[0013] Drawing 1 is the mimetic diagram showing the procedure which forms the anti-fogging film of this invention, a- 
d shows among drawing the procedure which forms the anti-fogging film of this invention using the first formation 
approach of bipolar membrane. The condition in which a formed the bipolar membrane 4 which consists of a pillar- 
shaped phase 2 and a matrix phase 3 by the physical forming-membranes method on the base 1 (first stage), The 
condition (middle) in which b formed bipolar membrane 4 similarly, the condition in which formation olbipdlar 
membr&rie 4 eM<^ c, and d reniiove the pilfe-shaped phase 2 which grew in siiigle dimension by selective etching, and 
the condition tMt the anti-foggihg film 5 of this invention was formed is shown, respectively. 
[0014] Moreover, ie-h shows the procedure which forms the anti-fogging film of this invention using the second 
formation approach of bipolar membrane. The condition in which the amorphous precursor film 6 with which e 
contains transition metals was formed on the base 1 , An eutectic reaction interface moves the condition that, as for f 5 
eutectic structure was formed in the film front face of heat treatment, and g, to the film and a substrate interface by 
oxygen diffusion from a front face. The eutectic structure which consists of a pillar-shaped phase (transition-metals 
oxide crystal) 2 which finally grew in single dimension, and a matrix phase 3 which encloses it is formed. The 
condition which was able to do bipolar membrane 4, and h remove the pillar-shaped phase 2 which grew in single 
dimension by selective etching, and the condition that the anti-fogging film 5 of this invention was formed is shown, 
respectively. 

[0015] In the first formation approach of bipolar membrane, a spatter, vacuum deposition, a CVD method, the laser 
ablation method, a molecular beam epitaxy method, etc. are mentioned as a physical forming-membranes method 
which forms bipolar membrane. Also in this, in addition to that it is easy to obtain the precise film and the film with 
high adhesion with a base being obtained, the spatter is excellent in mass-production nature or large area membrane 
formation nature, and especially desirable. 
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0016] Although it is not limited especially as an approach of constituting a target using the ingredient which forms a 
nllar-shaped phase, and the ingredient which forms a matrix phase when forming bipolar membrane by the spatter 
vhat mixed the powder of the ingredient which forms a pillar-shaped phase, and the powder of the ingredient which 
brms a matrix phase can be used as a target. 

0017] Moreover, many wafers with a magnitude of about several mm which consists of an ingredient which forms a 
aatrix phase on the target which consists of an ingredient which forms a pillar-shaped phase are arranged, and what ° 
vas used as the multicomponent target can be used suitably. Many wafers with a magnitude of about several mm which 
onsists of an ingredient which forms a pillar-shaped phase on the target which consists of an ingredient which forms a 
aatrix phase on the contrary are arranged, and what was used as the multicomponent target can be used suitably 
0018] When producing bipolar membrane by the first formation approach of bipolar membrane, as a combination of 
fie ingredient of a pillar-shaped phase and a matrix phase, the ingredient of a pillar-shaped phase and the ingredient of 
matrix phase should just be the combination which starts phase separation at the time of film production. In this 
ivention, the metal or alloy which is the metal which is easy to grow in the shape of a column as an ingredient of a 
lllar-shaped phase, and dissolves in an acid, alkali, etc. easily and- which binding energy with the ingredient of a 
latrix phase is easy to be returned to it small in order to use the matrix phase which encloses a pillar-shaped phase for 
le pore part after etching a pillar-shaped phase as a residual phase is desirable. 

0019] One or more sorts chosen from the alloy which makes a principal component alkaline earth metal, such as an 
lloy and Mg, and it which make a principal component 3d transition metals, such as V, Cr, Mn, nickel, Fe, Co, Cu, 
nd Zn, and it in consideration of the ease of the handling at the time of a spatter practical as an example of the' 
lgredient of a pillar-shaped phase are mentioned. In addition, aluminum, In, Sn, Pb, etc. can be used. 
3020] as the example of the matrix phase used as a residual phase - metals, such as nitrides, such as borides, such as 
arbide, such as oxide, such as a silica, an alumina, a titania, a mullite, cordierite, a spinel, a zeolite, and forsterite, .. 
ihcon carbide, titanium carbide, and zirconium carbide, titanium boride, zirconium boride, and boron carbide, silicon 
ltride, titanium nitride, and zirconium nitride, and Cr, nickel, Cu, Au, aluminum, Pt, - since - one or more sorts 
hosen are mentioned. 

)021] In the first formation approach of bipolar membrane, the detailed organization for which the matrix phase 
nclosed the surroundings of the pillar-shaped phase which grew in single dimension is formed by controlling the 
uxing ratio and membrane formation conditions of an ingredient of a pillar-shaped phase and a malrix phase. For 
sample, when forming bipolar membrane by the spatter, the average diameter of the pillar-shaped phase which grows 
hanges with the volume fraction and membrane formation conditions (Ar gas pressure at the time of a spatter) of a 
illar-shaped phase and a matrix phase. 

K)22] Since the diameter of single dimension penetration pore is mostly in agreement with the diameter of the pillar- 
laped phase which grows in single dimension, the average aperture of the single dimension penetration pore of the 
ati-fogging film of this invention finally obtained after etching is changeable with the mixing ratio and membrane 
)rmation;conditions.of an ingredient of apiUarrshapedphase and a matrix^hase ^ 

mpera^,> et^ Co-Si02 system, to the particle size of Co in the 

lm whichvproduced the film with 2PaAr gas pressure being 8nm, when a film is produced with 8Pa Ar gas pressure, it 
checked that the particle size of Co is set to about 40nm. 

1023] In the second formation approach of bipolar membrane, plating etc. can be used for solution methods, such as 
ie physical forming-membranes methods, such as a spatter, vacuum deposition, a CVD method, the laser ablation 
tethod, and a molecular beam epitaxy method, and a sol-gel method, the spray pyrolysis method or the applying 
tethod, and a pan as an approach of forming the amorphous precursor film. Also in this, in addition to that it is easy to 
Jtain the precise film and the film with high adhesion with a base being obtained, the spatter is excellent in mass- 
eduction nature or large area membrane formation nature, and especially desirable. 

>024] Although it is not limited especially as an approach of constituting a target using the ingredient which forms a 
Uar-shaped phase, and the ingredient which forms a matrix phase when forming the amorphous precursor film by a 
>atter etc., what mixed the powder of the ingredient which forms a pillar-shaped phase, and the powder of the 
gredient which forms a matrix phase can be used as a target. For example, when forming the amorphous precursor 
Im of a Fe-Si-0 system, what mixed FeO powder and Si02 powder can be used as a target; 

i025] In the second formation approach of bipolar membrane, there are the as other metallic element and the oxygen 
: a combination of an element which are contained in the amorphous precursor film formed first as transition metals. 
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Be [ what is necessary / just although it dissociates with other metals contained in the film and becomes a separate 
compound phase after heat treatment as an example of transition metals ] rare earth elements, such as an alloy which 
uses 3d transition metals, such as V, Cr, Mn, nickel, Fe, Co, Cu, and Zn, and these metals as a principal component in 
consideration of the ease of the handling at the time of heat treatment etc., and the other multiple- valued cations Ce, 
Nd, Sm, and Er, — since — one or more sorts chosen are mentioned. 

[0026] What is necessary is just not to react with transition metals at the time of heat treatment continuously performed 
as metallic elements other than transition metals. Since this metallic element serves as a component which constitutes 
the film which serves as a matrix phase which encloses a pillar-shaped phase (transition-metals compound needle 
crystal) at the time of heat treatment, and has single dimension penetration pore after etching, it is chosen by the 
membranous use purpose. For example, Si, aluminum, Mg, Zr, Sn, In, etc. are mentioned. 

[0027] When carrying out spatter membrane formation of the amorphous precursor film, the diameter of the pillar^ 
shaped phase which grows in single dimension by heat-treatment performed behind changes with the Ar gas pressure at 
the time of a spatter. For example, if the film which produced the film with 2Pa Ar gas pressure is heat-treated at 600 
degrees C in the case of the film of a Fe-Si-0 system, hematite (Fe -203) with a diameter of about 4nm deposits, but 
when a film is produced with 8Pa Ar gas pressure, if same processing is performed, hematite with a diameter of about 
20nm deposits. Since the diameter of single dimension penetration pore is mostly in agreement with the diameter of the 
pillar-shaped phase which grows in single dimension, the average aperture of the single dimension penetration pore of 
the anti-fogging film of this invention finally obtained after etching is controllable by membrane formation conditions 
(Ar gas pressure at the time of a spatter). 

[0028] The amorphous precursor film containing transition metals, the other metal, and oxygen is heat-treated, and the 
eutectic decomposition reaction in which a transition-metals oxide and the oxide of the other metal carry out a 
separation deposit is made to cause in the second formation approach of bipolar membrane. It is important for the two 
phase deposit from this amorphous phase to happen from a film front face to coincidence moreover. What is necessary 
is just the conditions from which an eutectic decomposition reaction occurs as processing conditions when heating, 
namely, the temperature from which an eutectic decomposition reaction occurs about temperature ~ in addition — and a 
reaction should just be the temperature which advances at sufficient rate. Specifically, the temperature of about 400- 
650 degrees C is desirable. 

[0029] In order to trigger an eutectic decomposition reaction, it is necessary to change the valence of transition metals. 
Two, the case where the amorphous precursor film is processed in the ambient atmosphere of an oxidizing quality, and 
the method of processing in the ambient atmosphere of reducibility, are possible as this approach. In the case of the 
eutectic reaction of an oxide, if it processes by reducing atmosphere, ununiformity nucleation is carried out and 
uniform eutectic structure may not be formed. In this case, uniform eutectic structure can be formed by heat-treating 
under an oxidizing atmosphere. 

[0030] On a second stage story, using an acid or alkali, only the pillar-shaped phase extended in single dimension is 
etched alternatively* and is removed from the bipolar membrane formed on the first stage story. The thing suitable for 
removing alternatively ordy pilliar-shap^d phases, stieh as a sulfuric acidv a hydrochloric acid, a nitric acid, oxalic acid, 
and^M^G^tic add, a$ all acid used by this etching processing is chosen. For example, only metal cobalt is completely 
removable from the metal cobalt silica bipolar membrane produced by the first formation approach of bipiolar 
membrane only by processing for several minutes in the nitric-acid water solution of 0. 1 mols / L removing metal 
cobalt. 

[0031] Moreover, in the case of the bipolar membrane of the Fe-Si-O system formed by the second formation approach 
of bipolar membrane, the hematite extended in single dimension can carry out selective etching by immersing the film 
in the water solution of a hydrochloric acid to being meltable, at the hydrochloric-acid water solution of about 6 mol/L, 
since the silica is insoluble in this solution. 

[0032] It is the anti-fogging film which has the pore of a large number which were surrounded with the wall which the 
anti-fogging film of this invention is formed as mentioned above, and continues from one membranous front face to the 
front face of another side, and which are penetrated in single dimension, and the contact angle over water is the film 30 
degrees or less. Antifog effectiveness with the contact angle sufficient by 30-degree ** over water is not acquired. 
[0033] Although the anti-fogging film of this invention consists of one or more sorts chosen from an oxide, carbide, the 
boride, the nitride, and the metal and it is chosen according to an application, the viewpoint of endurance, 
reinforcement, chemical stability, the ease of forming, etc. to an oxide is the most desirable. Moreover, from a fog 
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resistance viewpoint, a silica is desirable. 

;0034] Moreover, as for the average aperture of the pore penetrated in single dimension in the anti-fogging film of this 
nvenhon, it is desirable that it is 1 -500nm. In less than lnm, sufficient antifog effectiveness is not acquired antifog 
;ffectiyeness sufficient in 500nm ** is not acquired, and also membranous reinforcement or adhesion with a base may 
uso fall. 3 

2!22 F / urthennore ' as for ^ s P ecific surface area of the anti-fogging film of this invention, it is desirable that it is 20- 
>000m2/g. Under by 20m2/g, sufficient antifog effectiveness may not be acquired and sufficient film reinforcement 
nay not be obtained at 2000m2/g **. 

0036] This invention offers the base with an anti-fogging film which has said anti-fogging film on a base again When 
i substrate or films, such as glass, ceramics, a metal, and plastics, can be used as a base which forms the anti-fogging 
ilm of tius invention when using the first formation approach of bipolar membrane, and using the second formation 
ijpproach of bipolar membrane, a substrate or films, such as glass, ceramics, and a heat-resistant metal can be used 
0037] Oxidation-resistant alloys, such as stainless steel which consists of Fe, nickel, Cr, V, etc. as a heat-resistant 
netal, and Hastelloy, are suitable. Moreover, what is necessary is just to form the bipolar membrane by the first 
ormation approach, or the amorphous precursor film by the second formation approach directly, if surface irregularity 
s not so intense when forming the anti-fogging film of this invention on the base which has irregularity on front faces 
uch as a porosity ceramic substrate. If a front face is ground, it is made smooth and the anti-fogging film of this 
nvenhon is formed on a smooth base front face after filling up the irregularity on the front face of a base with the 
tigredient of resin and others when [ that the irregularity on the front face of a base isintense ] direct formation of the 
ilm of a first stage story is difficult, sufficient adhesion reinforcement is securable. The anti-fogging film of this 
avention can consist of various presentations. The anti-fogging film of this invention is suitable for the anti-fogging 

ilmusedforthewmdslueldofacar,mewmdowpaneofabuilding,aniirror,anoptican etc 
0038] 

Function] Since the pore which continues from a film front face exists to the interior of the film, the anti-fogging film 
f this invention has a high hydrophilic property in extent which the waterdrop adhering to a front face permeates to the 
iterior of the film, and shows the antifog effectiveness practically. 

0039] Furthermore, since the continuous matrix phase encloses the surroundings of the penetration pore of a single 
imension, the anti-fogging film of this invention has theoretically large film reinforcement compared with the former 
) a certain porosity inorganic film, and its adhesion with a base is also good. By the film of this invention, the matrix : 
mich encloses single dimension penetration pore depends that film reinforcement is large on it being really which 
ontinued completely a moldings to the conventional porosity inorganic anti-fogging film combining a ceramic particle 
>osely by sintering etc. 

3040] Moreover, also about adhesion with a substrate, if the bipolar membrane (including the amorphous precursor 
Im by the second formation approach) of a first stage story is formed by a spatter etc., the high film of especially 
dhesion mil be obtamcd^M^ to which the, leinforcement of the film itself and the 

dhesion reinforcement of the filmand a substrate beeome low and which carries out property top phase conflict arose 
i iiiany;.cases-\Vhen membranous porosity was made to increase in order that the conventional porosity inorganic film 
ughtraisethe antifog effectiveness In Ae anti-foggm^ 

ffectiveness, both can make membranous reinforcement and adhesion with a base high, and the anti-fogging film : 
'hieh has fog resistance and high endurance can be realized. 

mi) 

Example] (Example 1) The bipolar membrane which consists of two phases of metals Co and Si02 was formed on the 
)da lime glass substrate with a thickness of 1,2mm using the first formation approach of bipol ar membrane. On the 
xasion of the spatter, the multicomponent target which placed Si02 tip of 5mm angle on the metal Co target with a 
lameter of 15.24cm was used. The amount of Si02 chip was adjusted so that 20% of the total surface area of one side 
Fa target might be occupied. After exhausting a vacuum tub up to 5x10 to 4 Pa, Ar gas is introduced, flow regulation 
as carried out and the plasma was generated by the RF input ofpOOW so that the gas pressure inside a vacuum tub 
aght be set to 2Pa. Membrane formation rates are about 0.25 nm/sec, and neither positive substrate heating nor 
ibstrate bias impression was performed at the time of membrane formation. In addition, the substrate periphery gave 
e mask and did not form the film. 

1042] Thus, as a result of observing Co-Si02 formed bipolar membrane by TEM (transmission electron microscope), 
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Co crystal grain child with a mean particle diameter of about lOnm was growing in the shape of a column, and it was 
checked that the amorphous Si02 matrix phase encloses the surroundings of it. 

[0043] Co-Si02 bipolar membrane of 500nm of thickness formed by the above-mentioned approach as a second stage 
story was etched into the nitric-acid water solution of 0.1 mol/L by being immersed for 5 minutes. As a result of 
observing the film after removing the pillar-shaped phase of Co by etching from Co-Si02 bipolar membrane by SEM 
(scanning electron microscope), Co pillar-shaped phase was eluted and it was checked that the Si02 matrix phase * 
remains. 

[0044] Drawing 2 is an isothermal adsorption-and-desorption curve in the liquid nitrogen temperature of the anti- 
fogging film formed as mentioned above. It has much pores whose anti-fogging films \yith which adsorption and 
desorption of clear nitrogen gas were seen and obtained from drawing in the differential pressure (P/PO) = 0.6 
neighborhood are the diameters of about lOnm, and it turns out that the specific surface area of the wall of a hole is 
about 1000m2/g (extent equivalent to activated carbon). 

[0045] Moreover, when the waterdrop of pure water with a diameter of about 1mm was dropped at the front face of the 
obtained anti-fogging film and the contact angle was measured, it was about 15 degrees. Moreover, after having put the 
obtained anti-fogging film into the refrigerator the whole substrate, holding for 1 hour and cooling at about 5 degrees 
C, when it took out and exhalation was blown, minute waterdrop adhered to the glass front face which does not have 
the film in a part with the film to the overcast not arising, the overcast arose, and it became opaque. 
[0046] When the Taber abrasion resistant test investigated the endurance of an above-mentioned anti-fogging film, 
change was not looked at by the contact angle of water, fog resistance ability, transparency, etc. even if it rotated 1000 
times. In addition, the Taber abrasion resistant test is commercial CS10 mold Taber wearing-of-die ring andJIS.lt 
carried out by applying a 500g load, rotating 1000 times by 60rpm using the abrasive paper of quality equivalent to the 
abrasive paper of AA of No. 180 specified to R6252, and wearing the film. The same is said of the Taber abrasion 
resistant test in the following examples. 

[0047] (Example 1 of a comparison) After applying to a soda lime glass substrate front face the coating liquid which 
added and carried out viscosity control of the hydrochloric acid to the ethyl silicate water solution which distributed the 
polystyrene particle (mean particle diameter of 0.06 micrometers), it heated at about 400 degrees C, and the porosity , 
silica film of 500nm of thickness was formed. When the same Taber abrasion resistant test as an example 1 investigated 
endurance, in 1000 times, a part of film exfoliated and transparency was spoiled. 

[0048] (Example 2) Co-Si02 bipolar membrane of 500nm of thickness was formed like the example 1 except having 
made the membrane formation rate into about 0.3 nm/sec. Like Cd-Si02 bipolar membrane obtained in the example 1 , 
the structure inside this Co-Si02 bipolar membrane found that the mean particle diameter of Co crystal was large with 
about 20nm in this case, although the amorphous Si02 matrix phase enclosed the surroundings of Co crystal grain 
child's pillar-shaped phase. 

[0049] The sample of 500nm of thickness produced by the above-mentioned approach was immersed in the nitric-acid 
water solution of 0.1 mol/L for 5 minutes* and dissolution removabof the Go pW 

pfllaf^shaped phdse was eluted like the example 1^ The contact angles over a 

meimbra^ area and pure water aire about 1000m2/g and 13 degrees, respectively, and it was checked 

that there is the antifog effectiveness almost equivalent to an example 1 by the experiment which blows exhalation. 
[0050] (Example 3) Co-Si02 bipolar membrane was formed on the soda lime glass substrate with a thickness of 1 .2mm 
as follows using the same multicomponent target as an example 1. That is, after exhausting a vacuum tub up to 5x10 to 
4 Pa, Ar gas is introduced, flow regulation was carried out and the plasma was generated by the RF input of 800W so 
that the gas pressure inside a vacuum tub might be set to 8Pa. Membrane formation rates are about 0.6 nm/sec, and 
heated substrate temperature at 200 degrees C at the time of membrane formation. 

[0051] Like Co-Si02 bipolar membrane obtained in the example 1, the structure inside this Co-Si02 bipolar membrane 
found that the mean particle diameter of Co crystal was large with about lOOnm in this case, although the amorphous 
Si02 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped phase. 

[0052] The sample of 1500nm of thickness produced by the above-mentioned approach was immersed in the nitric-acid 
water solution of 0.1 mol/L for 15 minutes, and dissolution removal of the Co particle was carried out. Co pillar-shaped 
phase was eluted as well as the example 1 , and the Si02 matrix phase remained. The contact angles over a membranous 
specific surface area and pure water are about 1000m2/g and 12 degrees, respectively, and it was checked that there is 
the antifog effectiveness almost equivalent to an example 1 by the experiment which blows exhalation. 
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1053] (Example 4) Co-Si02 bipolar membrane was formed on the Hastelloy plate with a thickness of 2mm as follows 
sing the same multicomponent target as an example 1 . That is, after exhausting a vacuum tub up to 5x10 to 4 Pa, Ar 
is is introduced, flow regulation was carried out and the plasma was generated by the RF input of 400 W so that the 
is pressure inside a vacuum tub might be set to 2Pa. Membrane formation rates are about 0,35 nm/sec, and neither 
tentional substrate temperature nor bias impression was performed at the time of membrane formation. 
1054] Although the amorphous Si02 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 0 
lase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Co-Si02 bipolar 
embrane, the mean particle diameter of Co crystal was about lOnm in this case. The sample of 800nm of thickness 
•oduced by this approach was immersed in the nitric-acid water solution of 0.1 moI/L for 10 minutes, arid dissolution 
moval of the Co particle was carried out Co pillar-shaped phase was eluted as well as the example 1, and the Si02 
atrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
)00m2/g and 12 degrees, respectively, and it was cheeked that there is the antifog effectiveness almost equivalent to 
l example 1 by the experiment which blows exhalation. 

K)55] (Example 5) Co-Si02 bipolar membrane was formed on the alumina-ceramics substrate with a thickness of 
nm as follows using the same multicomponent target as an example 1 . That is, after exhausting a vacuum tub up to 
cl 0 to 4 Pa, Ar gas is introduced, flow regulation was carried out and the plasma was generated by the RF input of 
)0W so that the gas pressure inside a vacuum tub might be set to 2Pa. Membrane formation rates are about 0.3 
n/sec, and neither intentional substrate temperature nor bias impression was performed at the time of membrane 
»rmation. 

)056] Although the amorphous Si02 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
lase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Co-Si02 bipolar 
embrane, the mean particle diameter of Co crystal was about 9nm in this case. The sample of 700nm of thickness 
x>duced by this approach was immersed in the nitric-acid water solution of 0.1 mol/L for 10 minutes, and dissolution 
moval of the Co particle was carried out. Co pillar-shaped phase was eluted as well as the example 1, and the Si02 
atrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
)00m2/g and 16 degrees, respectively, and it was checked that there is the antifog effectiveness almost equivalent to : 
i example 1 by the experiment which blows exhalation. 

•057] (Example 6) Co-Si02 bipolar membrane was formed on the polyethylene film sheet with a thickness of 1.8mm 
: follows using the same multicomponent target as an example 1. That is, after exhausting a vacuum tub up to 5x10 to 
Pa, Ar gas is introduced, flow regulation was carried out and the plasma was generated by the RF input of 400W so 
at the gas pressure inside a vacuum tub might be set to 2Pa. Membrane formation rates are about 0.2 nm/sec, and 
ather intentional substrate temperature nor bias impression was performed at the time of membrane formation. 
€58] Although the amorphous Si02 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
lase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Co-Si02 bipolar 
embrane, the meaa particle diaineterijofcGo costal was ahcaut 15nm-^ of thickness 

©<hl^&ky^^ of 0.1 riiol/L for 5 minutes, and dissolution 

moval of the Co particle was carried out. Co pillar-shaped phase was eluted as well as the example 1, and the SiQ2 
atrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
)00m2/g and 28 degrees, respectively, and it was checked that there is the antifog effectiveness almost equivalent to 
i example 1 by the experiment which blows exhalation. 

059] (Example 7) After applying the epoxy resin on the porosity silica plate with a thickness of 2mm and stiffening , 
the substrate front face was ground with diamond polish equipment, and the smooth polished surface was acquired., 
n this substrate, Co-Si02 bipolar membrane was formed as follows using the same multicomponent target as an 
:ample 1. That is, after exhausting a vacuum tub up to 5x10 to 4 Pa, Ar gas is introduced, flow regulation was carried 
it and the plasma was generated by the RF input of 400W so that the gas pressure inside a vacuum tub might be set to 
'a. Membrane formation rates are about 0.35 nm/sec, and neither positive substrate heating nor substrate bias 
ipression was performed at the time of membrane formation. 

060] Although the amorphous Si02 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
tase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Co-Si02 bipolar 
embrane, the mean particle diameter of Co crystal was about ?nm in this case. The sample of 300nm of thickness 
oduced by this approach was immersed in the nitric-acid water solution of 0.1 mol/L for 5 minutes, and dissolution 
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removal of the Co particle was carried out. Co pillar-shaped phase was eluted as well as the example 1 , and the Si02 
matrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
1000m2/g and 8 degrees, respectively, and it was checked that there is the antifog effectiveness almost equivalent to an 
example 1 by the experiment which blows exhalation. 

[0061] (Example 8) On soda lime glass with a thickness of 1.2mm, Co-Ti02 bipolar membrane was formed as follows. 
On the occasion of the spatter, the multicomponent target which placed Ti02 tip of 0.5mm angle on the metal Co target 
with a diameter of 15.24cm was used. The amount of Ti02 chip was adjusted so that 30% of the total surface area of 
one side of a target might be occupied. After exhausting a vacuum tub up to 5x10 to 4 Pa, Ar gas is introduced, flow 
regulation was carried out and the plasma was generated by the RF input of 400W so that the gas pressure inside a 
vacuum tub might be set to 2Pa. Membrane formation rates are about 0.4 nm/sec, and neither positive substrate heating 
nor substrate bias impression was performed at the time of membrane formation. 

[0062] Although the amorphous Ti02 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
phase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Go-Ti02 bipolar 
membrane, the mean particle diameter of Co crystal was about 8nm in this case. The sample of 250nm of thickness 
produced by this approach was immersed in the nitric-acid water solution of 0.1 mol/L for 5 minutes, and dissolution 
removal of the Co particle was carried out. Co pillar-shaped phase was eluted as well as the example 1, and the Ti02 
matrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
1000m2/g and 28 degrees, respectively, and it was checked that there is the antifog effectiveness almost equivalent to 
an example 1 by the experiment which blows exhalation. 

[0063] moreover, the place which heated among air Ti02 amorphous film obtained after etching at 600 degrees C for 1 
hour — the anatase of a crystalline substance — changing — in addition — and a membranous specific surface area was 
hardly changing. 

[0064] (Example 9) On soda lime glass with a thickness of 1 .2mm, Co-SiC bipolar membrane was formed as follows. 
On the occasion of the spatter, the multicomponent target which placed the SiC tip of 0.5mm angle on the metal Co 
target with a diameter of 1 5.24cm was used. The amount of a SiC chip was adjusted so that 40% of the total surface 
area of one side of a target might be occupied. After exhausting a vacuum tub up to 5x10 to 4 Pa, Ar gas is introduced; 
flow regulation was carried out and the plasma was generated by the RF input of 800W so that the gas pressure inside a 
vacuum tub might be set to 2Pa. Membrane formation rates are about 0.3 nm/sec, and neither positive substrate heating 
nor substrate bias impression was performed ait the time of membrane form 

[0065] Although the amorphous SiC matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
phase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Co-SiC bipolar 
membrane, the mean particle diameter of Co crystal was about 6nm in this case. The sample of 250nm of thickness 
produced by this approach was immersed in the nitric-acid water solution of 0.1 mol/L for 5 minutes, and dissolution 
removal of the Co particle was carried out. Co pillar-shaped phase was elutecl as well as the example 1 , arid the SiC 
matrix phase remained. The contact angles over a membranous specific surface area and pure water are* about 
lO0Qj^g^ aiiet it was checked that there is the antifog effectiveness almost equivalent to 

ah ^k&enple It by the experimeht wlieh blows exhalation. 

[0066] (Example 10) On soda lime glass with a thickness of 1 .2mm, Co-Si3N4 bipolar membrane was formed as 
follows. On the occasion of the spatter, the multicomponent target which placed Si3N4 tip of 0.5mm angle on the metal 
Co target with a diameter of 1 5.24cm was used. The amount of Si3N4 chip was adjusted so that 40% of the total 
surface area of one side of a target might be occupied. After exhausting a vacuum tub up to 5x10 to 4 Pa, Ar gas is 
introduced, flow regulation was carried out and the plasma was generated by the RF input of 800W so that the gas 
pressure inside a vacuum tub might be set to 2Pa. Membrane formation rates are about 0.3 nm/sec^ and neither positive 
substrate heating nor substrate bias impression was performed at the time of membrane formation. 
[0067] Although the amorphous Si3N4 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
phase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this G>Si3N4 bipolar 
membrane, the mean particle diameter of Co crystal was about 6nm in this case. The sample of 250nm of thickness 
produced by this approach was immersed in the nitric-acid water solution of 0.1 mol/L for 5 minutes, and dissolution 
removal of the Co particle was carried out. Co pillar-shaped phase was eluted as well as the example 1, and the Si3N4 
matrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
1000m2/g and 28 degrees, respectively, and it was checked that there is the antifog effectiveness almost equivalent to 
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in example 1 by the experiment which blows exhalation. 

W68] (Example 1 1) On soda lime glass with a thickness of 1.2mm, Co-Cr bipolar membrane was formed as follows 
Jn the occasion of the spatter, the multicomponent target which placed Cr tip of 0.5mm angle on the metal Co target' 
vith a diameter of 15.24cm was used. The amount of Cr chip was adjusted so that 40% of the total surface area of One 
;ide of a target might be occupied. After exhausting a vacuum tub up to 5x 1 0 to 4 Pa, Ar gas is introduced flow 
egulation was earned out and the plasma was generated by the RF input of 800W so that the gas pressure inside a <* 
vacuum tub might be set to 2Pa. Membrane formation rates are about 0.3 nm/sec, and neither positive substrate heating 
tor substrate bias impression was performed at the time of membrane formation. 

0069] although, as for the structure inside this Co-Cr bipolar membrane, the matrix phase which consists of the Cr 
aystal aggregate encloses the surroundings of Co columnar crystal particle (pillar-shaped phase) like Co-Si02 bipolar 
nembrane obtained in the example 1 - in this case - the mean particle diameter of Co crystal - about 6nm it was The 
ample of 250nm of thickness produced by this approach was immersed in the nitric-acid water solution of 0 1 mol/L 
or 5 minutes and dissolution removal of the Co particle was carried out. Co pillar-shaped phase was eluted as well as 
he example 1, and Cr matrix phase remained. The contact angles over a membranous specific surface area and pure 
vater are about 1000m2/g and 28 degrees, respectively, and it was checked that there is the antifog effectiveness almost 
quivalent to an example 1 by the experiment which blows exhalation. 

0070] (Example 12) On soda lime glass with a thickness of 1.2mm, Co-ZrB2 bipolar membrane was formed as 
ollows. On the occasion of the spatter, the multicomponent target which placed the ZrB2 ceramic tip of lem angle on 
lie metal Co target with a diameter of 15.24cm was used. The amount of a ZrB2 ceramic chip was adjusted so that 40% 
f the total surface area of one side of a target might be occupied. After exhausting a vacuum tub up to 5x10 to 4 Pa, Ar 
;as is introduced, flow regulation was carried out and the plasma was generated by the RF input of 600W so that the 
;as pressure mside a vacuum tub might be set to 2Pa. Membrane formation rates are about 0.38 nm/sec, and neither 
ositive substrate heating nor substrate bias impression was performed at the time of membrane formation. 
3071] Although the amorphous ZrB2 matrix phase enclosed the surroundings of Co crystal grain child's pillar-shaped 
hase like Co-Si02 bipolar membrane obtained in the example 1 as for the structure inside this Co-ZrB2 bipolar 
lembrane, the mean particle diameter of Co crystal was about lOnm in this case. The sample of 450nm of thickness 
reduced by this approach was immersed in the nitric-acid water solution of 0.1 mol/L for.5 minutes, and dissolution 
3moval of the Co particle was carried out. Co pillar-shaped phase was eluted as well as the example 1, and the ZrB2 
latrix phase remained. The contact angles over a membranous specific surface area and pure water are about 
000m2/g and 22 degrees, respectively, and it was checked that there is the antifog effectiveness almost equivalent to . 
n example 1 by the experiment which blows exhalation. 

)072] (Example 13) The amorphous precursor film which consists of three components of Fe-Si-O was formed by the 
patter on the heat-resisting glass (Corning #7059) substrate with a thickness of 1 .0mm. What mixed and sintered 
OFe4 powder and Si02 powder at 70% and 30% of a rate by the volume ratio in the spatter, respectively was used for 
le target. After exhausting a vacuum tub up to 5x10 to 4 Pa, argon gas was introduced, the flow rate of Ar gas was s , 
Jjusted so thatrtiie gas pressure inside a yacuum;tub might be set to 2Pa, the RF of 4.4 W/cm2 was inputted, and the ): 
lasma was generated. The membrane formation rates at this time were about 0.2 nm/sec. 

)073J When the amorphous precursor film which formed membranes was observed by SEM, the amorphous film with 
(thickness of about 120nm was formed on the glass substrate. Defects, such as a crack and pore, were not seen in the 
Borphous film, but the very precise film was formed. Then, this amorphous film was heat-treated at 600 degrees C 
mong air for 2 hours. When Fe203-Si02 bipolar membrane formed of heat-treatment was observed by TEM, it was 
lecked that the needlelike hematite (Fe 203) crystal extended in single dimension and the silica (Si02) which 
icloses the surroundings of it form eutectic structure. The hematite crystal was extended at right angles to a film front 
ice toward the interface with a substrate from the film front face, and the diameter was about 4nm. 
K374] Finally, it was immersed in the hydrochloric-acid water solution of about 6 mol/L at the room temperature the 
hole substrate for 48 hours, and only hematite removed the film heat-treated by the above-mentioned approach, When 
e cross section of the anti-fogging film which removed hematite and was able to do it was observed by TEM, an 
norphous silica matrix and the penetration pore extended in single dimension were observed. The diameter of 
jnetration pore is the almost same 4nm as the diameter of the hematite before acid treatment, and it was checked that 
is penetration pore exists in the silica film. The contact angles over a membranous specific surface area and pure 
ater are about 800m2/g and 8 degrees, respectively, and it was checked that there is the antifog effectiveness almost 
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equivalent to an example 1 by the experiment which blows exhalation. 

[0075] (Example 14) The amorphous precursor film which consists of three components of Fe-Si-O was formed by the 
spatter on the heat-resisting glass (Coming #7059) substrate with a thickness of 1 .0mm. What mixed and sintered 
30Fe4 powder and Si02 powder at 70% and 30% of a rate by the volume ratio in the spatter, respectively was used for 
the target. After exhausting a vacuum tub up to 5x10 to 4 Pa, argon gas was introduced, the flow rate of Ar gas was 
adjusted so that the gas pressure inside a vacuum tub might be set to 8Pa, the RF of 4.4 W/cm2 was inputted, and theo . 
plasma was generated. The membrane formation rates at this time were about 0. 1 nm/sec. 
[0076] When the amorphous precursor film which formed membranes was observed by SEM, the almost same 
amorphous film as an example 13 was formed by about 80nm in thickness on the glass substrate. Defects, such as a 
crack and pore, were not seen in the amorphous film, but the very precise film was formed. Then, this amorphous film 
was heat-treated at 600 degrees C among air for 2 hours. When Fe203-Si02 bipolar membrane formed of heat- 
treatment was observed by TEM, the needlelike hematite extended in single dimension and the silica which encloses 
the surroundings of it formed eutectic structure like the example 13. The hematite crystal was extended at right angles 
to a film front face toward the interface with a substrate from the film front face, and the diameter was about 20nm. 
[0077] Finally, it was immersed in the hydrochloric-acid water solution of about 6 mol/L at the room temperature the 
whole substrate for 48 hours, and only hematite removed the film heat-treated by the above-mentioned approach. When 
gazed at the detailed organization of a film cross section by TEM, it was checked that the penetration pore of the almost 
same diameter as the diameter of the hematite before acid treatment exists in the silica film. The contact angles over a 
membranous specific surface area and pure water are about 1200m2/g and 5 degrees, respectively, and it was checked 
that there is the antifog effectiveness almost equivalent to an example 1 by the experiment which blows exhalation. 
[0078] (Example 2 of a comparison) The amorphous precursor film obtained in the example 13 was heat-treated at 800 
degrees C among air for 1 hour, the result of having observed the film after heat-treatment by TEM -r a hematite crystal 
— not needlelike — the diameter of about lOnm — it is spherical* and it deposited so that it might be wrapped in a silica 
matrix. Then, although the film heat-treated by the above-mentioned approach was immersed in the hydrochloric-acid 
water solution of about 6 mol/L the whole substrate, also 100 hours after, no hematite crystals were able to be removed. 

[0079] 

[Effect of the Invention] Holding high fog resistance ability, since the anti-fogging film of this invention has the pore 
of a large number which were surrounded with the wall which continues from one membranous front face to the front 
face of another side and which are penetrated in single dimension, its membranous reinforcement is high and it is 
excellent also in adhesion with a base. Moreover, the anti-fogging film of this invention can be applied to the base of 
varieties, and can consist of various presentations. 

[0080] Moreover, the diameter of the pore contained in the anti-fogging film of this invention has gathered mostly in 
about l-500nm, and an about dozens of micrometers huge hole does not exist. Therefore, particles which float in air, 
such as tar of tobacco and various dust, fit in; and are not crowded, and these can be removed by easy washing; 
[0081 ] When t^Mt^fbggiiig filtri of this : invention uses an oxide, carbide, a boride; and a nitride as a principal 
component, it is suitable for anti-fogging films for cloudy prevention, such as a mirror, a structural windowpane, a 
windshield of an automobile, or an optical lens front face, etc. Moreover, when using metals, such as Cr, nickel^ Cu, 
Au, aluminum, and Pt, as a principal component, it is suitable for a reflecting mirror, the surface coat of mirror on a 
curved road, the anti-fogging film for coatings for infrared reflection, etc. 

[0082] Since the anti-fogging film of this invention has the pore penetrated from a front face to the interior of the film 
and has a big specific surface area, it can add an antifouling function by photodissociating the organic substance which 
added the catalyst function and the catalyst support function, and adhered to the front face etc., and can also use it as 
the film with which fog resistance continues indefinitely. 
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H^iJfflSWtci^TStfix-S. tfiRtf. Si. A 
U Mg, Zr, Sn, I nftt'tfmf t>tlh. 

[0027] T*i)V7 r xmrnftmixj-i-y ?&mth 

mz^htt^immizi^x-d&tm^M-r 

mtfFe-S i -OjR<OR0tfrS\ 2Pa<0A 
r#Xfft«LfcM6 0 0W«ltSt*!)4 n 
mWtg^V^ I- ( F e 2 0 3 ) jWfatt" 8 P 
aOA r#XEET'§glB!L*:*§-S\ H^^Sr^Td bW. 
m>2 0 nmW?94 h##rft-r&. --&7cRiIftfL 

nw&iz-vsmtzjs&t zmmcrm&izim-'m- 
ztztb. ^v^yymzmmmz%hK&*wR<r>ffi& 

[0028] a^K«SZBJK6rifeJc*s v^r X$& 

tm& t>mz\ h^t tmmx'h z> . %mt & t * osss 



X'*&fr^Rmtfyztt%mix'miif-t&igjgx'htiii£ 

\\. *f*:Wtz(44 0 0~6 5 O'CSgcO^^* L 

[0029] &3&mmm*3\zmz\ttMznm&& 
mnmmt:$titz-£&'£m&$>& . zv-xmb lxt^ 
ivy r xmmm^mc^wm^^mt zmsbn 
K&<7>mm%x'>mfr&itt<v2^immx'foz>. rn.it 
m<7mg t B Kfec?yt%&. mmm%x'ym?hb^%i~w. 
&j&Lx^~%&^mtfmfoZix%\^§&ifihh. £ 
<n^*,z\mimffl&Tx°mmth zbiz* o^-s- 

[0030] SCgWCtt. «HBHra!flfi3*lfca^ 

m^xwmmz^y^y^h. jRK>m<. zco^-y^-y 

fet^Btrii*. CTxif, m^m<r>w.-^mmmz x 

^nvw b 0 m< izit 0 . 1 m o 1 /Lcomm&mmx' 
fflflswmt&tfifx'&mzirtji' h^z^z^zmzx' 

[0031] 4^. m&m(?>mr.Bf£3>miz£->x&j& 

ZtlfcF e - S i -O%cr>ig&mc0i§&. -dZytffUzW 
t/^^v^'f MZW&cr>7mmz»SMX'$>&<nizttL 
X. isVX IZmMmz^mX'f) h t^>. *ij6mol/L 

nmrtmrnzmzmwrr h - 1 tc j: osiRx -y f-y^ 

[0032] *%BB<7)KSJ^{4. ±^0«fc d IZLX&&. 

TL^^-r-^wsM-c^o-c. Mzm-zimmtso' 
vxromx-hh. mzm-hw&n^o' mx-iz. it 

[0033] *$mcDffi&mz. mwn. mm, *v 
itm. mtm&xxfi&mfrhMizixtc 1 mxtb>t>% 

0. mmztelXM$iZtihi)K 3$JS. -fb^W 

Lv>„ ttz. m&\£<7)Wl£.fre>iZi'V*ttim&L\\ 
[0034]ifc, *«W«l»«Kfe:*itt« . -V&m 

f,znmth%n<^^mmz. 1 ~ 5 0 0 n mx-hh z. 

^•T. ^fc. 50 0nm@Tii. ^^r(S&S2»& < #'c» 

[ 0 0 3 5 1 § h\,z, ^micom&mnitmmmiz. 2 

0~~2 0 0 0mt/gX'h&Zbi)W&L^. 20m*/ 
g*3TCtt. ^^S^^^il-T. 20 0 
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C0036] *»»44fc. &#±.tz. mzm&mzG 

it. ii=yx, -t7$>y7x. Tyx^-y9xm<n 
[0 0 37] Bf^MfcL-aiFe. Ni. Cr. 

■jmizzhmtm.. ±tzit. mz.BtfttmizxzTW' 

t>mL<m-m^cr>m<7)m.mmmmL^m^izit, m 
mmnwat:. mm^m^mx-^mLtzco-hmm 
zmmtx^mizi,. ¥m%mmm±iz*mi<r>wj& 
mzBf&ma. Ktt®mm.m.*vmx'*&. 
nmmmzm* ^m^x-m^x^ h . *m&mmm 

yxmzimztimmmz zizimx-hz> . 

[0038] 

mft&£X'&fcthztfrt>. mmiziimLtiAcmtfm 
ftt$t xim bmmimmimz^-tumzm). 

[ 0 0 3 9 ] $ 6 fc. *^BJco|?e#M{i-»:7C^KiiM 

$> £ ^mmwmizitKx umtMzjjm 
tit. m&>&K j gm®ffimE&tf-t7$ »✓ m^ttm 

■CI±-»5caii5H?LSrlR 0 HtfV h >J <y ?x#SS£lcSS 
[0040] »£i:<03g*ttfc;^vvt*>. 

wm&m (mz.&&V5miz£&T : efoyTXmmik& 
z&frx) zxs*>y?w&x'Bm-riximiz$tfmcDn 

fc. mftto®m&z. muh%>n<^hz.tifix'*. 
mm&k^A&zfrrm&mm&x'Z h . 

[004 1] 

[HMfiaJ] (IOfc«l)*^i!w»-»Jfi*«*fflv^ 
T.¥§1. 2mmc0y-^7-fA^XS^±^JS 
CotSi O z <7)2mfrt>%:2>l§.-£mZB!&Lfc. X'* 
vflZ&LXlt. mmi 5. 24cm^lCo^-f 



>y h^il:5mmft<0S i O t +vttW*>fcto&9~- 
CT-'-y l-SrJH^, ^— y-y boni^lSwH2 
0%Sriy>-& i5tS i0 2 ^--y7V)fi£ffflfSL*:. « 
£ffl£5x 1 0- 4 PaiT^mL/Sc7)^tAr^X^ 
A L . JK£l§l*|gl5?>#XfiE# 2 P alzft&i. o iz^Mm 
WL6 0 0yr<7)mm%iAMzJ:*)y°yXvZmimt 

fz.immmmo. 25nm/secti>^ mm 
izimmmzwfctfm^mR'U rxmumttfr^ 
mmm.mt. ~?x?*mlx. mzB&t 

[0042] ZCOXolzLXBj&LtlCo-S i 0 2 M 

^mtem (mmm*mm) x-mmtrz^. ¥ 

mLWftl 0 nmOC og B WMCMLtfc 

[0043] Sg-J&Pgi: LT . ilB^^T'^L^lS 
S500nm(0Co-SiOi!l|^M0. lmol/ 

Co-Si 0 2 ^K*^Co<7)a^ffiSrX>y^-V7'iC 

«g&Lfc*gHI. C otttfffltfigaj s i o 2 ^ f> U >y 
[0044] S2(±. JSLh«0«td^LT^$iT.^I»# 

i&e ( p/p 0 ) - o . 6ttmx'wm&mmtfxco®m 

«FL^ iHWT t. TL^^M^ifc^Ha*^ 1 O 0 0 m* 
[0045]^, # ^^R&SilWlgffiKIiM 1 m 

^Ait 1 ra«f^ 1 5 tSSC^ Little . BXOtBL 

[0046] ±^^KSM^WA14^ . f-A'-i$« 
tBORfci'JU^fefci*, 1 OOOBIELTt*^ 

jstft. i&mmiz$cmt&t>ti%fr'?K. % 
a. r—^fflmmMmit. tuie^cs 1 oit-^ 

^IlitJIS R6 2 5 2(=a^r?»AAl 80*7) 

mmmt mmw&ncommmzm^K 500 gemm* 

frlf. 60 rpmT'l 00 0@teLTJK$-m«$-frl»C 

[0047] (JtSSM 1 ) dfjxfl/y»if ( 
^@0. 0 6xem) Sr^-Uc$^X^-;^U^r-hyK^ 

yvJ&XvxwmmizwftiLtzm. ^4ootc» 

^t. KffSOOnmO^TL^v'U^JlSr^L^. H 
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«.tzt^*>. i o oonrm. $ta { -«MU mma. 

tffi&totitz. 

[0048] (HS60IJ2) j£§l&£Sr#J0. 3nm/s 
ect Ufe£fc£0K2« 9S*0U fcHaWcLT. ffiti?5 
0 0 n rnCOC o - S i 0 2 1g-£Jl£^j£L?t. d<7)C o 
-Si 0,«^Krt»*>«3IfcL ^M^iT-#^»n^c 
o - S i O t *^«fc R«HC. C oMSi^Mffiw 
ii>0*r^7rx<os i o,vMJ -y^xffijWRD 

2 0 n mk*£ < 4->TV^ Zb&*>fr-*tl. 
[0049] JJE*>;Stlre#« UfcJRIf 5 0 0 n mOU 
®Z0. 1 m o 1 /L«HR*JS»tc 5 LT C 

«9L «*W«-*JBIStfltt. ^i-fiuftl 0 0 0m 
2 /gi3J:l/13' jWSIWttcJ: 

osatfli kHara*^**** 1 ** <r k*m3*i 
fc. 

[00 50] (ltiltW3)Sa60!lfcH«^>a^^-^ 

A#7Xg8LBc. C o - S i 0 2 &-&H£j&£L 
fc. -r^r*)*>. 5 x 1 0" 4 P a4t««Lfc« 

%CAr#AliAL. Jt3«l*I»tf>#;*JBE#8Pafc: 
3 (cSUUNflfL 8 0 OWOBWSftAAfcJ: >?T9 
Xvfcffc&gitrt:. j£Mi&£fi#J0. 6nm/sect 
» 0 , fiSilBffcglg&g*- 2 0 OXJfcJIIfRLfc . 

[0051] .roc o - s i o t m^m^ss^>nmt. 
mm i TH^ti^c o - s i OtflteHfc c 

v h y y 9 xwm 0 BX/C v *», £ c7)d^-(c{± c o 
taA4>W&7&fifl&l 0 Onmt^ <fco"CV**£ 
k#*>a^fc. 

[0052] JJE«*ffiTfa8LfcBWt 1 5 0 0 n m<0 
K«£ 0 . 1 m o 1 /Lc05gi^?gtC 1 54M8fit»L 

tcos^iKUc. mmitmmz, cog 
tttttfaasu s i o 2 vh y 7n««Lt. r 

OmZ/gfcitf 1 2' T'&D. 0fSl£fc*JW*&3«* 

«ck o HM^i i k \vammwivmm&*> & r k mm 
[0053] ) njfew i k m&<m&?-? 

fiSLkfc. Co-S iO a «^K*»j«tfc. -r=5:*>*>. 
«£»£5xl 0-«Pa4tlBRLfc^lCAr#Xi 

t , msm*im>tfxBetf 2 p a ic** j: a &sks 

IWSfL4 0 0W<Oi(JB«A*(cJ:Or5X^«*3-e- 
fc. «BB«K«*50. 35nm/secT*0.il^ 

[0054] ^<7)C o - S i 0 2 1S^-Kl*Ig|5O«jS{i. 
1 "TUfeiifcC o - S i OxH^itfc C 



ote*»^«a«ffi<o4*>0*r^7r^WS i o 2 
V h >J «y ? Xffi#JR 9 HX/CV t * £\ i tftffr&fctt C o 

mib&m&p&im 1 0 nmT*oft, zcoymz-ft 

&LfeK?8 0 0nml)i£B&0. lmo l /Lcrfltim 

mm 1 k rhrc. c o mfm&m&L. s i cv? h u 

fcli, ^-rit^l OOOm^/gt5J;^Xl2 , • TJ5 
0 . nfmSr sWtSIBilfc: <fc 0 HM0>J 1 k I3BPMW) 

[0055] (njfefaj 5 ) ns60d i k mmnmatf-y 

7S7?XSttC- Co-SiO,a-&il*»jftt 
fc. ttiyh. X£4t£ 5 x l 0* P a iTSWlbfctf) 
■fetCArtfXfcWAU *ffi«rt»O^JBE*»2Pat: 
J: 5fc8HHH» L4 0 OWcoaJfjfcATJfcJ: 9X5 
X-7SrH^$-frfc. f£lij&£l2s&0. 3nm/secT 

[00563 COC o - S i O s 4K&ltnflK4IBBi2« 

ustpi i -c»4,*L3tc o - s i o 2 m&mtmmz. c 

oMS&^oa«ffl<7)it)OSrT^^rXcOS i 0 2 

L-7tMJS7 0 0nm<7)se^SrO. 1 mo 1 /LOfii&Tk 
J^fcl 04HBKS«LTCo«[^JfflBHi*Ufc. HJfe 
Ml k HtMc. c ott^ffi^ai U s i o 2 v h y y 

ti. -?-^ii*«?l OOOmVg^l 6* T'£>0. 

[00 57] (HM0IJ6) IHSffllkRWW)*^^— 
7htlflVV KcOXolzLT. m$l. 8mm<0^yx 
^-l/>-7 4 )VJ±i/-h±.l,Z^ C o - S i O t m&W&B 
jRLfc. -t^*>. A^«Sr5x 1 0-«Pa4TSBRL 

atc^-g, J: a IZdimmtii L4 0 0 WOWfflitAAfeJ: 0 
7"9X7^|fi*$-*fe. |«BBMWitt0. 2nm/se 

[0058] ClOC o - S i 0 2 1g^JSf*lgpo^Jt{4. 

HMCT i T»4>*ufec o - s i o,a^Rk H«te. c 

olgM^e^SfcO^T^r^WS i 0 2 
Vby ■y^XffljWROBBX/CV****, i<0*&fcliC o 

«LfcBW2 0 0nm<?5SCH*0. lmol/L<»MBH 

01 1 k c oftKHMKBL. S i 0 2 -e h y >y 

(i, -5-fL-en*«>l 0 0 0m2/gtJ«ty r 2 8- T'*0. 
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[00 5 9] (HWJ7) X^df^||iSrJp$2mmc7) 

M^mzyj > mmmmx-mmt . y-mzmmm 

h*m\\ olzLX * Co-Si0 2 I^M« 

*:<d*> izhrxx zm>x L . ItSffi ftSBOtfXEtf 2 P 
aC^S i d£s£»IS®iL4 0 OWOiSJS&ATJfcJ; 0 
r7X-7^«§^. ^3JK(i*«)0. 3 5nra/s 
e c X'fo *) , «Ml^t(i«fiiW^*KjD^a«^'^ T 

[0060]^Co-Si 0 2 1t^lSrtaJOflBt{i, 
IfeMsfll 1 T?»S>*ufcC o - S i 0 2 «£«i: C 

L£jRB3 0 0 n mc7)^$- 0 . lmol /L^lii* 

1 fc C oaWSffiL, S i 0 2 ~? hVv? 

*ffljWSHLfc. ffiltf>ifcSlffi«. Ssfi*tm-^»«M^ 
ti. %tl?tlg)l OOOrnVgij^S* T'£>9. 0? 

m**) hz\t ammztuz . 

[006 1] (HM0O8) J5£l. 2mmW-^7^ 
A#7X±C. &<0«fc3fc:Lt\ C o-T i 0 2 ti-&St 
£^f£L£. XA-7^(;^Ltfi, Il&l 5. 24 cm 
^JSCo*-^;, hCOjifcO. 5mm^|C7)Ti0 2 f- 

ffi<?):£giffl»c7) 9 % 3 0 %£ t6^l> i 9 £T i 0 2 -y 
T^i^lSSSt/vr. 3t£ff£ 5 X 1 0-* Pa^ti^L 
fzCO-hlZ A r #X £SA t „ S^JtftSPOtfX.E** 2 P 
a J; d £SK*9ltt L 4 0 0 WO&jg&ATJtc i 0 
r5;0?£SS££-tttr. )£MJ£«i#>0. 4ni/se 
c Tg> 0 „ ^^^{iSfiiW^^&Pift^^^^ 7X 

[0062] Z<7)C o -T i 0 2 ^KrtS5<7)«iS{i. 

satwi-c^fe^co-s i Ota^KtHnifc,- c 

ottA&TO&RffiO&fcO trT^y rX<7)T i 0 2 

v h u >y fxmm vmjLrc^hw* znmsizitc o 

Lfzmm 2 5 0 n mCO^Sr 0 . lmol /LOffi^K 

jsat; 5 4Maaai lt c o . hjhm 

1 £ H«fc, C offi£ffl#?§aj U T i 0 2 -7 h'J 7 ? 
fcL -eiX^il^l 0 0 0mVg*J<tlX2 8* T'£>D. 

[0063] ^v^yrmzn^tlizTW? r 



x<0T i OzHSr^* 6 0 0'CT 1 B*|SHnflftLfc b Z 

[0064] <ldtW9)lfSl. 2mm<0V-r5>f 
A^7X±t, Jfc^dfcLTs Co-S i C^M^ 
^j£L£. ^/ty^fcRLTtt. BS15. 24cmCD 
^JKCo^— y-y h«±t0. 5mmft<0SiCf77" 

£Slffi»Oo^4 0%£ t S«>&J:5ieS i C + v70tik 

&M& . m^mz 5 x 1 0 - 4 P a * -cbbr L^ct>*> 

iZArtfX L . mS«l*Igl5(7)^Xff jj* 2 P a lc=5r 
& J: dtcSaHSBft8 0 0W^)iSfflttA*fc:J: Dt^X 
VSrH^$-frfe. ^MMi^O . 3 nm/s e ctft 

[0065] ^OC o - S i Clg-^Jlrt^^JiJi:, H 
Jfe0d 1 Tif^n-tC o - S i o 2 ^mt Hate C o 
mm&<r>mm<?>$.t> Y )*T*i)V7TX<r>s i c^h 
y «y^Xffl*>TX»5H^-V>l»^ ZVtgr&lziiC ogiih 

crwmtT-WtmenmX'fo^tz. zojrmx'imLfz 

mm2 5 0nm<7)m\Z0. 1 m o 1 /L(7)il*ii 

|B|«tc:. C oft^ffl^aiL. S i Cvh U y ^Xffl7&< 
a®L^r. ^Ifc^ffiS. Wklz$tt&mmftl±. *ti 
?tdfrl 0 0 0m2/giiJ:U : 2 8- T'ftD. ^2:^ 

[0 066] (HSfi^Il 0) 1 . 2mm<0y-y'7 
A#7X±fc. &<9J;ak:LT. Co-Si 3 N,t^ 
M^jeiSLfc. XA'-y^KKLtlJ, WM.1 5. 24c 
miO^teJgC o^— y>y h<7)±£0. 5mmftOS i 3 N 4 
^-•yr$rgV^^^-y>y h^fflV^. ^-y-y h<0 
>tH^affi«[0 3 4 0 %£ Aft^ J: 5 S i 3 N 4 ^ 
•yTO*S:PSfft^. 5 x 1 0" 4 PaitDKl 

L^iO^tCArXfX^^AL. mS«F««|g?O^X£E*i2 
P a (e&S J: 5 (cggMPSS L 8 0 0 Weo^Jij&ATJKJ: 
0r7X-7S:^$^. ^S^^ii^O. 3nm/s 

xEMnlifrfcSrj&^rt:. 

[0067] ^^>c © - s i 3 u i nikm.n&<mmt. 
mm i -eff^^c o - s i o z m>mt omtz. c 

o |g^^<7)a^ffl<7) £ *> 0 r XO S i 3 N 4 
7h'J-y? XffltfJR 0 HU,TV^*», i^«»^(CliC o 

SJttfJTl&fiWi*; 6 n mX'fc^tl . z cojrmx'im 

Ltzmm2 5 0nm(QMm : £0. lmo l/LOJBBb'k 
^t5^^f®LTCoS^Sr^»l^*L^. HSfiWl 
1 1 lia^. C oS^ffl*V§ai L . S i 3 N 4 ^ hV -y 9 

xmfm^vtz. mntmrnm. m<izm-&mfm 
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[00 68] mmmi 1 ) m$l. 2mm©y-/5 
42»tf7X±.{z, ftOiofcLT. Co-Cr?t-£!g|£ 
JBSLfc. X^W^fclRLTii, 1S@1 5. 24cmCD 

affiWOd *>4 0 «fc o tC r ^TO^StHS 
S5L£. K£*§£ 5X10-* P a£T1#mL£<7>*>£A 
r jfx &m>A L . *2*§F*lg|S?)#X£t# 2Pat«J: 
3 C«l L 8 0 0 W*>atffi»AflfcJ: 0 T5Xv£ 
jfcffiiaLgttttO . 3nm/sect»0. 

jmmzimmw%mmm*?mm^ rxmamb 
[0069] .roc o -c rS^&flSfcorajlta. Hi£ 

04 1 "CUfcftfcC o - S i 0,«^Kfc|BI«tC. C oft 
tfl&Fafiff 1 ( tt^ffl ) <Ot *> 0 £ , C r 
&&vhU -y^xWjWROiaC-CV****. ZOlfr&lZli 
Coii^Sfgl^6nm I^M 
Tf£S8 LfcfU? 2 5 0 n mc7)|^5r 0 . Imol/L<0 

mm 1 1 r«(c. c os^ffi^aiL. cr?h'j7 

-etl-fiTJ^ 1 0 0 0m 2 /gfcitf2 8* TfcO. 

[00 701 (IOIH12) 2mm»y-/5 
-fA^T9^±(£. JJW)J:3ICLT, Co-ZrB 2 1f-& 
K£#JfcLfc. XAf-y^KIRLTtt. E@l 5. 24c 
mcr&mcof— y-y \*<D±lZ 1 cmft(?)ZrB 2 t7 

y >y h ? *> 4 0 %£ «fc ? tCZ 

X 1 0-«PaitilBlLfc^lCAr/fXi»AL, X 
SSrtgCO^XJE^2 P ate** J; 3 icSUHWBFL 6 0 
0WOffijm^£J:9T5Xv£$g£$-^. j£JB£& 
mm 0 . 38nm/sectft0. fifcHHSfcteftfiiW 

[007 1] i^Co-ZrB,*^RrtfflW«BHi. 
£ttffl 1 -CW^fUfcC o - S i 0,«^ili:H*fc, C 
o*Satft^<Ott«fflO**>0 ZT&Uy rXCOZ r B 2 

mSk&FSfifcmiito 1 0 n mtfc^. 
SL.JtM^4 5 0nm^im*0. lmol/L<7)iii 

mtmmiz. coswiasL, zrB,vMj v 

«i» ^ix^it^l 0 0 0m2/gi3j;t/2 2* 

"«R*iK*jwtfts«iktcj: 9 Htm i tif&imnjm 
[0072] (mmmi3) wzi. ommmmttf? 



X ( a-~yy# 7 0 5 9) tttSLtfcF e-Si -OcD 
*6 T^E ;l/ y r X B<riIB#:®l£ X't -y ^&T'^ 
J&L*:. X^-y^fcii. FejO^tSi 0 2 $5fc£ 
Zti^tiVmftX'l 0%t3XV : 3 0%£OSiJ-^TiI-&LM 
ifcSL/c&O^-y-y Mcfflvvfc. 5x l o* 

p a a r»« L^»t= T)viy#x zmx l , 

«0>tfxE#2 Pafc3flr*J:5tCA r tfXOs&ftSrWSi 
U 4. 4 W/c m2<7)iMU^ LT7 , 5X?^ 
£OfcS^jSBBM0i*&0. 2ni/sec 

[0 07 3] j^LiZT*)V7rxmmm:SF.WC 

mmLtitzz. tf^xw&jLizmzfi 1 2 o n mw 

?5«y:?^;K7^^*Pi#jl&iv$\ ^MtttftttftBt 

^6 0 0°CT-2^. jDlSSraLJt. JlB^«MtJ:o 
X&Jt&tVfc F e 2 0 3 - S i 0 2 1g-£-ig|£TE MT'lSm 
-<^7cW^mf^#t«<7Kvv^ h ( F e 
2 0 3 ) &ikb*:<7)&fr'7$:M*)mtii<>V# (Si0 2 ) 

hmmmmm^hmm.tco^mizm^xmmmizm 

mzm/Xi5<0. *cr>W&im4 nmX'$>->tl. 

[0074] mmz. iittttx-mmLtd&zmL 

rt!56mo 1 /L<7)JgK*^^MiST'4 8I^Bjga 
TX<7)isO h »J y ^Xfc— <J:7EWt-W-?.M3l^?L 

b ommt mm 1 4 n m-c^ 0 , Kaiim?!*^ u ^? 

tC^^SIfeftfi. -en-f*liM78 0 0m2/gfeJ:t/8 
* "CfcO. i^mS:^3!p*t-l»ll®itcJ;OSIit0>lli:{${ar 

[007 5] (HSS01J14) JJ$1. OmmCOKI^^ 
X ( 7 0 5 9 ) fflilCF e - S i - OiO 

=&Mrt>*hTw? TXmmftmzx't-yfmx'm 
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